All solvents were dried by standard procedures. Reactions were followed by TLC using SILG/UV 254 silica gel plates which were visualized via a UV fluorescent lamp or iodine fumigation.
General Procedure the Synthesis of 2-Iminoimidazoles
In a sealable test tube equipped with a magnetic stir bar was charged with substituted progarylamine 1 (0.5 mmol), carbodiimide 2 (0.5 mmol), sodium hydroxide (0.5 mmol) and 2mL DMSO. The reaction mixture was allowed to stir at 80℃ for 2h. After the completion of the reaction, the mixture was cooled to room temperature. Then the mixture was diluted with saturated aq NH 4 Cl (4 mL) and extracted with ethyl acetate (3×10 mL). The combined organic phrase was washed with brine (5 mL) and dried over Na 2 SO 4 . The filtrated organic solution was concentrated under vacuum. The residue was subject to preparative TLC on silica gel plate using a mixture of petroleum ether, ethyl acetate and triethylamine (10:1:3) as developer to give the product (3). 93, 146.99, 137.45, 136.37, 128.69, 128.54, 128.18, 128.03, 127.84, 127.62, 127.09, 121.83, 121.31, 118.48, 109.78, 48.48, 11.15 78, 146.97, 136.26, 128.55, 128.02, 127.79, 127.15, 121.53, 121.15, 118.38, 110.36, 46.71, 22.30, 11.17, 11.06 22, 147.01, 136.34, 128.38, 127.86, 127.69, 126.88, 121.55, 120.72, 118.02, 109.99, 44.58, 30.97, 19.75, 13.65, 10.97 57, 147.43, 136.51, 128.45, 127.98, 127.79, 126.93, 121.48, 121.34, 117.93, 106.22, 50.51, 29.33, 19.56, 11.25, 10.79 10, 147.22, 136.37, 128.37, 127.85, 127.72, 126.88, 121.59, 120.50, 118.04, 110.85, 52.18, 28.12, 19.87, 10.96 35, 146.71, 136.45, 128.45, 127.98, 127.80, 126.96, 121.47, 121.16, 118.07, 106.76, 52.64, 32.44, 25.57, 25.54, 11.18 24, 147.01, 136.41, 128.45, 127.92, 127.77, 126.95, 121.63, 120.80, 118.12, 110.06, 44.97, 31.73, 29.17, 29.13, 28.93, 26.61, 22.57, 14. 48, 147.10, 136.69, 133.76, 129.01, 128.43, 127.59, 127.20, 121.48, 120.94, 109.80, 44.80, 30.95, 20.86, 20.42, 19.76, 13.65, 10.92 79, 146.58, 136.69, 134.39, 133.45, 129.01, 128.98, 128.79, 128.13, 128.06, 127.88, 123.68, 122.63, 121.65, 110.68, 48.82, 10.95 23, 146.45, 134.33, 132.91, 128.70, 128.63, 127.69, 122.77, 122.22, 120.81, 110.64, 44.65, 30.71, 19.52, 13.43, 10.62 146.92, 135.98, 134.26, 131.92, 130.79, 128.87, 128.60, 126.35, 121.80, 121.02, 120.72, 110.28, 98.06, 44.68, 30.89, 19.56, 17.44, 13.48, 10.26 81, 146.77, 135.71, 134.05, 131.63, 130.57, 128.73, 128.36, 126.13, 121.31, 120.79, 120.57, 110.90, 97.78, 52.01, 27.93, 19.53, 19.50, 17.27, 10 77, 146.79, 136.05, 134.23, 132.06, 130.92, 128.93, 128.79, 126.47, 122.09, 121.03, 120.72, 110.50, 98.48, 45.16, 31.66, 29.05, 29.01, 28.92, 26.43, 22.52, 17.55, 13.98, 10.36 
General Procedure the Synthesis of 2-Aminoimidazoles
In a sealable test tube equipped with a magnetic stir bar was charged with progarylamine 1 (0.5 mmol), carbodiimide 2 (0.5 mmol), sodium hydroxide (0.5 mmol) and 2mL DMSO. The reaction mixture was allowed to stir at 80℃ for 2h. After the completion of the reaction, the mixture was cooled to room temperature. Then the mixture was diluted with saturated aq NH 4 Cl (4 mL) and extracted with ethyl acetate (3×10 mL). The combined organic phrase was washed with brine (5 mL) and dried over Na 2 SO 4 . The filtrated organic solution was concentrated under vacuum. The residue was subject to preparative TLC on silica gel plate using a mixture of petroleum ether and triethylamine (10:1) as developer to give the product (4). (4a 85, 140.51, 134.42, 129.98, 129.27, 128.96, 127.75, 124.73, 121.56, 119.89, 117.63, 10.27 11, 138.98, 138.79, 132.15, 130.52, 129.78, 129.29, 127.49, 123.86, 121.76, 116.41, 21.03, 20.43, 10 19, 140.05, 135.25, 133.36, 130.37, 129.12, 128.91, 125.54, 124.51, 122.64, 117.53, 10.19 ; EI-MS m/z 318 (M + +1).
Experimental Information for the Mechanism Study.
In a sealable test tube equipped with a magnetic stir bar was charged with N-benzylpropargylamine (1a) (0.5 mmol), N,N-diphenylcarbodiimide (2a) (0.5 mmol), 2mL deuterated DMSO. The reaction mixture was allowed to stir at room temperature for 1h. 
